Analysis-grade 1-methyl-1H-tetrazole-5-thiol andCsOH(purity >99.5% ,S inopharm Chemical ReagentC o.,L td., Shanghai, China) were commercially available and used without further purification. To asolution of 20 mmol 1-methyl-1H-tetrazole-5-thiol in 50 ml bidistilled water, asolution of 10 mmolCsOH in 40 ml bidistilled water was added dropwise at room temperature. After vigorous stirring for 3h ,t he resulting solution was then concentrated by evaporation to av olumeo fa bout 20 ml in vacuum and filtered hot. The filtrate was then set aside forcrystallization at roomt emperature. Twow eeks later, yellow blockshaped crystals of thetitle compound suitable for X-ray diffraction experiment were isolated.
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Experimental details
AllHatoms were placed at calculated positions and were treated as ridingonthe parent CorNatoms with d(C-H) =0.93 Åand d(N-H) =0 .86 Å, and with U iso (H) =1 .2 U eq (C,N). We have tried to localize the tetrazole Hatom from the difference density map. There are no peaks around N2, but ap eak can be easily found at N4. Discussion 1-Methyl-1H-tetrazole-5-thiol is ar ather interesting and extensively studied compound, which exists either as at hiol or as a thione tautomer. Quite afew transition metal complexes of this ligand have been synthesizedand structurally characterized [1, 2] . Its complexes with the main group metals, however, ares carce [3, 4] . The asymmetric unit of the title crystal structure comprises aCs cation and a1-methyl-1H-tetrazole-5-thiolato anion, with one H atom having an occupation of 0.5. TheCs + cation is 8-coordinated by six Sa toms and two Na toms from eight different organic ligands (figure, top). In the tetrazole ring, the distances d(N3-N2) =1.289(6) Åand d(N3-N4) =1.354 (6) Åconfirm that the Hatom should be located on N4. The Cs-N distance is 3.335(4) Å, which is well within the range reported in the literature [5] . The Satom serving as m 3 -bridge links three Cs ions and the Cs-S bonds are in the range of 3.811(2)-3.993(2) Å. Thus, each tetrazolethiolate ligand links four Cs + ions via the Sa tom and one nitrogen atom.The metal centres are firstly linked by the m 3 -S atoms to give two-dimensional layers in (001), which are further linked by the tetrazole groups distributing on the two sides of each layer to give the three-dimensional framework (figure, bottom). 
